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Description 

BACKGROUND OF THE INVENTION 

5 1 . Field of the Invention 

[0001] The present invention relates to an antistatic polyester film and a process for producing the same. More 
particularly, the invention relates to an antistatic polyester film having excellent antistatic property under low humidity, 
thus having antistatic property substantially having no humidity dependency, which is useful in packaging materials, 
10 photographic materials, electronic materials, graphic materials, plate-making film, magnetic cards (for example, tele- 
phone cards and prepaid cards), OHP films, magnetic recording materials (for example, magnetic tapes such as audio 
tapes or video tapes, and magnetic disks such as floppy disks), printing materials, and the like, and a process for 
producing the same. 

15 2. Descriptions of the Related Art 

[0002] Polyester films are widely used in base films of, for example, packaging materials, photographic materials, 
magnetic cards, magnetic recording media and printing materials. However, as the common problems in plastic films, 
the polyester films have the disadvantages that static electricity tends to occur, and various troubles tend to occur in 

20 plate-making step, processing step and use of products. 

[0003] As one of the methods for preventing the problems due to electrification of those films, various methods for 
forming an antistatic coating film on the surface of a film have been proposed and have been put in practical use. As 
antistatic agents to be contained in this antistatic coating film, electron-conductive materials represented by ion-con- 
ductive type of low- or high-molecular-weight organic materials, conductive metal oxides and conductive organic pol- 

25 ymers have hitherto been known. However, those materials have advantages and disadvantages, respectively. There- 
fore, an appropriate antistatic agent is used depending on its purpose of use in view of the characteristic thereof. 
[0004] For example, surface active agent type anionic antistatic agents such as long chain alkyl compounds having 
a sulfonate group (Japanese Patent Application Laid-open No. Hei 4-28728 (Hereinafter simply referred to as "JP-A")) 
are known as an antistatic agent of low molecular weight organic material. Further, polymers having ionized nitrogen 

30 atom in the main chain (JP-A-3-255139, 4-288127 and 6-172562) and sulfonate-modified polystyrenes (JP-A- 
5-320390) are known as an antistatic agent of high molecular weight organic material. 

[0005] However, antistatic coating layers using an ion-conductive type antistatic agent of low molecular weight or- 
ganic material have the problems that a part of an antistatic agent moves in the coating layer to concentrate the same 
on an interface, and transfers to the opposite surface of the film, and the antistatic property deteriorates with the 
35 passage of time. 

[0006] On the other hand, antistatic coating layers using an ion-conductive type antistatic agent of high molecular 
weight organic material require additions of an antistatic agent in high proportion in order to develop good antistatic 
property, and also require to form an antistatic coating layer having a large thickness, which are not economical. Further, 
in the case where the ion-conductive antistatic agent is used, its antistatic property depends on humidity, and the 

40 antistatic performance completely deactivates under dry condition. 

[0007] On the other hand, antistatic coating layers using an electron-conductive type antistatic agent represented 
by conductive metal oxides and conductive organic polymers also require the addition of an antistatic agent in the high 
proportion in order to develop good antistatic property, and require to form an antistatic coating layer having a large 
thickness, which are not economical. Further, in the case where the conductive metal oxide is used alone, if an aromatic 

45 polyester film and the antistatic coating layer are subjected to, for example, stretching processing, a distance between 
mutual conductive oxide particles increases, so that an antistatic property lowers. 

SUMMARY OF THE INVENTION 

50 [0008] The present invention has been made to overcome the above-described problems in the prior art, and there- 
fore has an object of the present invention to provide a polyester film having excellent antistatic property, particularly 
antistatic property under low humidity, and substantially having no humidity dependency. 

[0009] Another object of the present invention is to provide a process for producing the antistatic polyester film. 
[0010] An antistatic polyester film of the present invention is characterized by comprising a polyester film having 
55 formed on at least one surface thereof an antistatic coating layer obtained by coating a coating liquid containing an 
organic-inorganic composite conductive sol (A) comprising colloidal particles of conductive oxide, having a primary 
particle size of 5 to 50 nm and colloidal particles of a conductive polymer. 

[0011] A process for producing an antistatic polyester film of the present invention is characterized by coating an 
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aqueous coating liquid containing an organic-inorganic composite conductive sol (A) comprising colloidal particles of 
conductive oxide and colloidal particles of a conductive polymer, on at least one surface of a polyester film, and then 
drying the coating. 

[0012] Further, an antistatic polyester film is characterized by comprising a polyester film having formed on at least 
5 one surface thereof an organic-inorganic composite conductive coating layer comprising a conductive oxide having a 
primary particle size of 5 to 50 nm and a conductive polymer. 

DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENT 

10 [0013] The present invention is described in detail below. 

[0014] A polyester which constitutes the polyester film in the present invention is prepared from a dicarboxylic acid 
component and a glycol component. 

[0015] Examples of the dicarboxylic acid component which is used in the present invention include terephthalic acid, 
isophthalic acid, 2,6-naphthalenedicarboxylic acid, hexahydroterephthalic acid, 4,4'-diphenyldicarboxylic acid, adipic 
15 acid, sebacic acid, and dodecanedicarboxylic acid. In particular, terephthalic acid and 2,6-naphthalenedicarboxylic 
acid are preferably used from the points of mechanical properties of the film. 

[0016] Examples of the glycol component which is used in the present invention include ethylene glycol, diethylene 
glycol, propylene glycol, 1,3-propane diol, 1,4-butane diol, neopentyl glycol, 1,6-hexane diol, cyclohexane dimethanol, 
and polyethylene glycol. Ethylene glycol is particularly preferably used from the point of stiffness of the film. 
20 [0017] The polyester may be a copolyester having as a third component the above-described dicarboxylic acid com- 
ponent or glycol component copolymerized therewith, or a polyester having a trifunctional or more polycarboxylic acid 
component or a polyol component copolymerized therewith in a small amount (for example, 5 mol% or less) such that 
a polyester obtained is substantially linear. 

[0018] Such a polyester can be prepared by the conventional method. A polyester having an intrinsic viscosity of 
25 0.45 or more is preferable in that mechanical properties of the film are improved such that the film has a large rigidity. 
[0019] The polyester film can contain white pigments such as titanium oxide and/or barium sulfate. Further, if required 
and necessary, the polyester can also contain inorganic fillers such as silicon oxide, aluminum oxide, magnesium oxide, 
calcium carbonate, kaolin and talc, organic fillers comprising heat resistant polymers such as crosslinked silicone 
resins, crosslinked polystyrene resins, crosslinked acrylic resins, urea resins or melamine resins, other resins such as 
30 polyethylene, polypropylene, ethylene/propylene copolymer or olefinic ionomer, stabilizers, antioxidants, ultraviolet 
absorbers, fluorescent whitening agents, and the like. 

[0020] The polyester film is preferably a biaxially stretched film, and its thickness is 1 urn or more, preferably 4 to 
500nm, and more preferably 10 to 300um. 

[0021] The antistatic coating layer formed on at least one surface of the polyester film is formed by coating a coating 
35 liquid containing an organic-inorganic composite conductive sol (A) comprising colloidal particles of conductive oxide, 
having a primary particle size of 5 to 50 nm and colloidal particles of a conductive polymer. 

[0022] The colloidal particles of conductive oxide have a primary particle size of 5 to 50 nm. The "primary particle 
size" used herein does not mean a diameter of particles in an agglomerated state, but means a diameter of one particle 
separated individually. The primary particle size is determined by observation with an electron microscope. 

40 [0023] Examples of the conductive oxide which is used in the present invention include antimony oxide-doped tin 
oxide, tin oxide-doped indium oxide, conductive zinc antimonate, conductive indium antimonate and conductive zinc 
oxide. Those materials are commercially available in the form of powder, aqueous sol or organic solvent sol. Further, 
if required and necessary, those conductive oxide powders can be wet pulverized in water or an organic solvent to 
prepare a sol, and such a sol can be used, For example, anhydrous zinc antimonate sol obtained by the method 

45 described in JP-A-6-219743 can be used. In particular, a conductive oxide aqueous sol which does not substantially 
contain ions is preferable. A conductive indium antimonate is described in, for example, JP-A-7-144917. 
[0024] The colloidal particles of conductive polymer are preferably colloidal particles having a primary particle size 
of 2 to 10 nm. The " primary particle size" used herein does not mean a diameter of particles in an agglomerated state, 
but means a diameter of one particle separated individually. The primary particle size is determined by observation 

so with an electron microscope. 

[0025] Examples of the conductive polymer which is used in the present invention include polyaniline, polyaniline 
derivatives, polythiophene, polythiophene derivatives, polypyrrole, polyacetylene, polyparaphenylene and polyphe- 
nylene vinylene. 

[0026] Examples of a dopant which can be used include CI", Br, CI0 4 " , paratoluenesulfonic acid, sulfonated poly- 
55 styrene, polymethacrylic acid, and sulfonated polyvinyl alcohol. In general, conductive polymers containing a dopant 
are commercially available as the conductive polymer in the form of powder or dispersion, and those can be used. In 
the present invention, this conductive polymer containing a dopant is called a conductive polymer. The conductive 
polymer used in the present invention is preferably one having conductivity equal to or higher than that of the conductive 
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oxides, and polythiophene or its derivatives are particularly preferable. The polyaniline and its derivatives are described 
in, for example, JP-A-6-287475, 5-170904, 5-171010 and 6-76652. Polythiophene and its derivatives are described 
in, for example, J P-A- 1-3 13521, 7-90060 and 9-12968. 

[0027] Where the conductive oxide sol and the conductive polymer colloid solution are used together, even if a mere 
5 mixture of the conductive oxide sol and the conductive polymer colloid solution is used, the conductive oxide and the 
conductive polymer behave separately, and as a result, a sufficient effect by the combined use thereof cannot be 
obtained. Therefore, in order to obtain a sufficient effect by using the conductive oxide sol and the colloidal particles 
of conductive polymer together, it is necessary to form a composite by mutual bonding or adsorption of the colloidal 
particles of conductive oxide and the colloidal particles of conductive polymer. 
10 [0028] In the present invention, the composite formation of the conductive oxide sol (colloidal solution) and the con- 
ductive polymer colloidal solution is attained by covering the surface of the conductive oxide colloidal particles (mon- 
odispersed or small cluster state) with the conductive polymer colloidal particles. 

[0029] To obtain the objective organic-inorganic composite conductive sol by stably mixing colloidal particles which 
agglomerate or gel, it is necessary to mix those under strong stirring in a concentration such that remarkable agglom- 
15 eration does not occur. 

[0030] Mixing and stirring are conducted using the conductive oxide sol having a concentration of 0.1 to 5% by weight 
and the conductive polymer colloidal solution having a concentration of 0.01 to 0.5% by weight at a temperature of 1 00 
°C or less, and preferably at room temperature, for 0.1 to 5 hours under strong stirring. 

[0031] The proportion of the conductive oxide sol and the conductive polymer colloidal solution is preferably 98/2 to 
20 5/95 in the weight ratio of conductive oxide/conductive polymer. In the formation of a composite of the conductive oxide 
colloid and the conductive polymer colloid, by appropriately selecting the ratio of the conductive oxide and the con- 
ductive polymer so that the number of fine colloids of the conductive polymer is in excess, it is possible to exhibit good 
antistatic property even under the low concentration state, i.e., a state that the amount of hybrid colloids in the binder 
is small. 

25 [0032] Mixing can be performed using a disper, a homogenizer, a mixer or a Satake type stirring device. A mixing 
device having a large shear force is preferable. 

[0033] The antistatic coating layer used in the present invention preferably contains the above-described organic- 
inorganic composite conductive sol (A) and a binder resin (B) in order to make adhesion between the coating layer 
and the polyester film further strong. 

30 [0034] Examples of the binder resin (B) used include polyester resin (B-1), acrylic resin (B-2) and acryl-modified 
polyester resin (B-3). It is preferable to use at least one kind of the resins selected from those resins. In particular, use 
of the polyester resin (B-1 ) or the acrylic resin (B-2) is preferable in that adhesion between the antistatic coating film 
and the polyester film is good, and the combined use of the polyester resin (B-1) and the acrylic resin (B-2) is preferable 
in that the adhesion is good and the coloration of a regenerated film can be suppressed in recovering and re-using the 

35 antistatic film. In the case where the polyester resin (B-1 ) and the acrylic resin (B-2) are used together, it is preferable 
to use the polyester resin (B-1 ) in an amount larger than that of the acrylic resin (B-2). 

[0035] The polyester resin (B-1 ) is a linear polyester comprising the dicarboxylic acid component and the glycol 
component as the constituent components. 

[0036] Examples of the dicarboxylic acid used include terephthalic acid, isophthalic acid, phthalic acid, 2,6-naphtha- 
40 lenedicarboxylic acid, 4,4-diphenyldicarboxylic acid, 1 ,4-cyclohexanedicarboxylic acid, adipic acid, sebacic acid, phe- 
nylindanedicarboxylic acid, and dimer acid. Those components can be used in two kinds or more. Further, in combi- 
nation with those components, unsaturated polybasic acids such as maleic acid, fumaric acid or itaconic acid, and 
hydroxycarboxylic acids such as p-hydroxybenzoic acid or p-(|3-hydroxyethoxy)benzoic acid can be used in the small 
proportion. The proportion of the unsaturated polybasic acid component or the hydroxycarboxylic acid component is 
45 at the most 10 mol%, and preferably 5 mol% or less. 

[0037] Examples of the glycol component which can be used include ethylene glycol, 1,4-butane diol, neopentyl 
glycol, diethylene glycol, dipropylene glycol, 1,6-hexane diol, 1,4-cyclohexane dimethanol, xylylene glycol, dimethyl- 
olpropionic acid, glycerin, trimethylol propane, poly(ethyleneoxy)glycol, poly(tetramethyleneoxy)glycol, alkylene oxide 
adduct of bisphenol A, and alkylene oxide adduct of hydrogenated bisphenol A. Those can be used in two kinds or more. 
so [0038] Of those polyol components, ethylene glycol, ethylene oxide adduct or propylene oxide adduct of bisphenol 
A and 1 ,4-butane diol are preferable, and ethylene glycol and ethylene oxide adduct or propylene oxide adduct of 
bisphenol A are more preferable. 

[0039] Further, it is possible to copolymerize a small amount of a compound having a sulfonate group or a compound 
having a carboxylate group with the copolyester resin in order to make aqueous liquefaction easy, and such is prefer- 
55 able. 

[0040] Examples of the compound having a sulfonate group preferably include alkali metal sulfonate type or amine 
sulfonate type compounds such as 5-Na sulfoisophthalic acid, 5-ammoniumsulfoisophthalic acid, 4-Na sulfoisophthalic 
acid, 4-methylammoniumsulfoisophthalic acid, 2-Na sulfoisophthalic acid, 5-K sulfoisophthalic acid, 4-K sulfoisoph- 
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thalic acid, 2-K sulfoisophthalic acid or Na sulfosuccinic acid. 

[0041] Examples of the compound having a carboxylate group include trimellitic anhydride, trimellitic acid, pyromellitic 
anhydride, pyromelliticacid, trimesicacid, cyclobutanetetracarboxylicacid, dimethylolpropionicacid, ortheirmonoalkali 
metal salts. Free carboxyl group is formed into a carboxylate group by acting an alkali metal compound or an amine 

5 compound.thereto after copolymerization. 

[0042] Examples of the acrylic resin (B-2) which can be used include acrylic acid, methyl acrylate, ethyl acrylate, 
butyl acrylate, sodium acrylate, ammonium acrylate, 2-hydroxyethyl acrylate, methacrylic acid, methyl methacrylate, 
ethyl methacrylate, butyl methacrylate, sodium methacrylate, ammonium methacrylate, 2-hydroxylethyl methacrylate, 
glycidyl methacrylate, acrylonitrile, acryl amide, methacryl amide, and N-methylol methacrylamide. Those monomers 

10 can be used in combination with, for example, other unsaturated monomers such as styrene, vinyl acetate, vinyl chlo- 
ride, vinylidene chloride, divinylbenzene, sodium styrenesulfonate, sodium vinylsulfonate or sodium methallylsulfonate. 
[0043] The acryl-modified polyester resin (B-3) is a graft copolymer prepared by polymerizing acrylic monomers such 
as acrylic acid, methyl acrylate, ethyl acrylate, butyl acrylate, sodium acrylate, ammonium acrylate, 2-hydroxyethyl 
acrylate, methacrylic acid, methyl methacrylate, ethyl methacrylate, butyl methacrylate, sodium methacrylate, ammo- 

15 nium methacrylate, 2-hydroxylethyl methacrylate, glycidyl methacrylate, acrylonitrile, acryl amide, methacryl amide, 
and N-methylol methacrylamide, in the presence of the above-described polyester resin (B-1). The acryl-modified 
polyester resin (B-3) may contain other unsaturated monomers such as styrene, vinyl acetate, vinyl chloride, vinylidene 
chloride, sodium divinylbenzene styrenesulfonate, sodium vinylsulfonate or sodium methallylsulfonate, as a comono- 
mer. 

20 [0044] Binder resins other than the above can be compounded with the antistatic coating layer of the present invention 
in order to control the adhesion between the coating layer and the polyesterfilm. Such other binder resins used include 
polyurethane resins, epoxy resins, vinyl resins, polyether resins and water-soluble resins. 

[0045] A surface active agent (C) can be compounded with the antistatic coating layer of the present invention in 
order to make the adhesion between the coating layer and the polyester film strong and make blocking resistance of 

25 the antistatic film good. Examples of the surface active agent (C) used include nonionic surface active agents such as 
alkylene oxide homopolymers, alkylene oxide copolymers, aliphatic alcohol/alkylene oxide adducts, long chain aliphatic 
substituted phenol/alkylene oxide adducts, polyhydric alcohol aliphatic acid esters, or long chain aliphatic amide alco- 
hols, and cationic or anionic surface active agents such as compounds having quaternary ammonium salt, compounds 
having alkyl pyridium salt, or compounds having sulfonate. In particular, nonionic surface active agents are preferable 

30 in that the adhesion between the coating layer and the base film and the effect to blocking resistance of the antistatic 
film are excellent. 

[0046] The antistatic coating layer in the present invention is a coating layer containing the above-described organic- 
inorganic composite conductive sol (A), and is preferably a coating layer comprising a composition further containing 
the binder resin (B). The proportion of the organic-inorganic composite conductive sol (A) contained in the antistatic 
35 coating layer is preferably 5% by weight or more, and more preferably 10% by weight or more, to make the antistatic 
property good. 

[0047] The antistatic coating layer in the present invention is that the conductive oxide colloid of the organic-inorganic 
composite conductive sol (A) is particles of conductive zinc antimonate, indium antimonate or their mixture, having a 
primary particle size of 5 to 50 nm, the conductive polymer colloid is particles of polythiophene or polythiophene de- 

40 rivatives, having a primary particle size of 10 nm or less, and the organic-inorganic composite sol (hybrid sol) of the 
conductive oxide and the conductive polymer has a particle size of 100 to 300 nm by the measurement with a laser 
scattering method. The proportion of the conductive oxide and the conductive polymer is 98/2 to 5/95 in the weight 
ratio of conductive oxide/conductive polymer, the binder resin (B) is a polyester resin having a secondary transition 
point of 20 to 100 °C, and a coating liquid containing a composition comprising 10 to 80% by weight of the organic- 

45 inorganic composite conductive sol (A), 20 to 80% by weight of the binder resin (B) and 0 to 25% by weight of the 
surface active agent (C) is coated to form the antistatic coating layer. This embodiment is particularly preferable in that 
the adhesion between the coating layer and the base film, blocking resistance of the antistatic film, the heat resistance, 
and the antistatic property under low humidity are excellent. 

[0048] In the proportion of each component of (A) to (C) above to be compounded with the coating liquid, if the 
so amount of the organic-inorganic composite conductive sol (A) is in the range of 5 to 95% by weight and the amount of 
the binder resin (B) is in the range of 5 to 95% by weight, the antistatic property and the adhesion between the coating 
layer and the polyester film become good. If the surface active agent (C) is further used, the adhesion between the 
coating layer and the polyesterfilm and the blocking resistance become good. The amount of the surface active agent 
(C) used preferably is in the range of 1 to 25% by weight based on the total weight of the components (A) to (C). 
55 [0049] The proportion of the organic-inorganic composite conductive sol (A) used in the antistatic coating layer is 
preferably 98/2 to 5/95 in conductive oxide/conductive polymer weight ratio. In forming a composite of the conductive 
oxide and the conductive polymer, by appropriately selecting the ratio of the conductive oxide and the conductive 
polymer so that the number of fine colloids of the conductive polymer is in excess, it is possible to exhibit good antistatic 
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property even under a low concentration state, i.e., a state that the amount of hybrid colloids in a binder resin is small. 
[0050] The coating liquid in the present invention is preferably coated as a coating liquid in which water is used as 
a medium, but it is possible to coat the same as a coating liquid in which an organic solvent is used as a medium. 
Examples of the organic solvent used include methyl ethyl ketone, acetone, ethyl acetate, tetrahydrofuran, dioxane, 
5 cyclohexanone, n-hexane, toluene, xylene, methanol, ethanol, n-propanol and isopropanol. Those solvents can be 
used alone or as mixtures thereof. 

[0051] The coating liquid in the present invention may contain a wetting agent in order to improve the wettability to 
the polyester film. 

[0052] Further, other additives such as ultraviolet absorbers, pigments, lubricants, blocking preventives, crosslinking 
10 agents such as melamine, epoxy or aziridine, and other antistatic agents can be compounded with the coating liquid 
in the range that the object of the present invention is not impaired. 

[0053] It is generally preferable that the solid content concentration of the coating liquid in the present invention is 
0.5 to 30% by weight. 

[0054] In the present invention, the (primer) solution containing each above-described component is coated on at 

15 least one surface of the polyester film. The polyester film is preferably a polyester film before completion of crystal 
orientation. Examples of the polyester film prior to the completion of crystal orientation include unstretched film obtained 
by heat melting the polyester and then directly forming a film-like material, uniaxially stretched film obtained by orienting 
an unstretched film in either of a vertical direction or a longitudinal direction, and a film obtained by stretching and 
orienting in two directions of a vertical direction and a longitudinal direction (biaxially stretched film prior to completion 

20 of orientation crystallization by finally re-stretching in a vertical direction and a longitudinal direction). 

[0055] Conventional and optional coating methods can be applied to the coating method of the coating liquid to the 
polyesterfilm. The methods include roll coating method, gravure coating method, microgravure coating method, reverse 
coating method, roll brush method, spray coating method, air knife coating method, dipping method and curtain coating 
method. Those methods my be used alone or in combination thereof. 

25 [0056] The coating amount is 2 to 50 g, and preferably 3 to 40 g, per 1 m 2 of a running film. The thickness of the 
finally dried coating layer (coating) is 0.02 to 2um, and preferably 0.05 to 1 urn. If the coating thickness is less than 
0.02 urn, the antistatic property is insufficient, and on the other hand, if it exceeds 2um, sliding property decreases or 
blocking resistance lacks, which is not preferable. The coating liquid can be applied to only one surface or both surfaces 
of a film depending on the use purpose of the film. After coating, the coating is dried to form a uniform coating layer. 

30 [0057] In the present invention, after coating the coating liquid on the polyester film, drying and, preferably stretching 
treatment, are conducted. The drying is preferably conducted at 90 to 130°Cfor2 to 20 seconds. This drying can also 
serve as a pre-heat treatment in the stretching treatment or a heat treatment in stretching. The stretching treatment of 
the polyester film is preferably conducted at a temperature of 70 to 140°C with a stretching ratio of 2.5 to 7 times in 
the vertical direction and 2.5 to 7 times in the longitudinal direction and with an area magnification of 8 times or more, 

35 and preferably 9 to 28 times. In the case of re-stretching, it is preferable to stretch at a stretching ratio of 1 .05 to 3 
times (the area magnification is the same as above). Heat fixation treatment after stretching is preferably conducted 
at a temperature higher than the final stretching temperature but lower than the melting point for 1 to 30 seconds. For 
example, in a polyethylene terephthalate film and a polyethylene-2,6-naphthalate film, it is preferable to conduct heat 
fixation at 170 to 240°C for 2 to 30 seconds. 

40 [0058] According to the present invention, the antistatic polyester film comprising a polyester film having formed on 
at least one surface thereof the organic-inorganic composite conductive film comprising the conductive oxide having 
a primary particle size of 5 to 50 nm and the conductive polymer is obtained by the above method. 

Examples 

[0059] The present invention is described in more detail by the following examples, but the invention is not limited 
to those examples. Evaluation in the present invention was conducted with the following methods. 

Adhesion 

50 

Adhesive force of magnetic paint: 

[0060] A paint for evaluation is coated on a coated surface of a sample polyester film with a Mayer bar at a dry 
thickness of about 4u.m, and the resulting coating is dried at 100°C for 3 minutes. The resulting coating layer is aged 
55 at 60 °C for 24 hours, and Scotch tape No. 600 (a product of 3M) having a width of 12.7 mm and a length of 15 cm is 
adhered thereon in the manner such that air bubbles do not enter the adhered interface. A manual type load roll as 
defined in JIS-C2701 (1975) is applied on the tape to adhere the same to the coating layer. The coating layer having 
adhered thereon the tape is cut with the tape width. A force when the cut piece is peeled at an angle of 1 80° is measured. 
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Paint for evaluation: 
In terms of a solid content: 
5 [0061] 



1) 


Urethane resin, Nipporan 2304 (a product of Nippon Polyurethane Co.) 


25 parts 


2) 


vinyl chloride/vinyl acetate resin Eslex A (a product of Sekisui Chemical Co.) 


50 parts 


3) 


Dispersing agent, Resion P (a product of Riken Vitamin Co.) 


1 part 


4) 


Magnetic agent, CTX-860 (a product of Toda Kagaku K.K.) 


500 parts 



The above components are dissolved in a methyl ethyl ketone/toluene/cyclohexanone mixed solvent to prepare a 40% 
solution, and the resulting solution is dispersed with a sand grinder for 2 hours. 25 Parts (in terms of a solid content) 
15 of an isocyanate (Coronate L, a product of Nippon Polyurethane Co.) as a crosslinking agent are added to the solution, 
and well stirred to obtain a magnetic paint. 

Adhesive force of UV ink: 

20 [0062] A polyesterfilm having a thickness of 250 urn is adhered on an uncovered area of a sample with an adhesive. 
An ultraviolet curable printing ink (Flash dry FDO BENI APN, a product of Tokyo Ink) is printed on a primer-covered 
area with Rl tester (a product of Akira Seisakusho). Curing is conducted with UV cure apparatus of a middle pressure 
mercury lamp (80W/cm, one lamp system, a product of Japan Battery Co.) to form an UV ink layer having a thickness 
of 3.0 urn. 

25 [0063] Cellotape (18 mm width; a product of Nichiban Co.) was adhered on this UV ink layer in a length of 15 cm, 
and a constant load is applied on this tape with a 2 kg manual type load roll. The film is fixed and one edge of the 
Cellophane tape is peeled at a direction of 90° , thereby evaluating a peel adhesive force. The adhesion is evaluated 
on the basis of the following 5 grades. 

30 5: Ink layer does not peel at all. 
4: Less than 3% of ink layer peels. 
3: 3 to 1 0% of ink layer peels. 
2: 1 0 to 30% of ink layer peels. 
1 : 30% or more of ink layer peels. 

35 

The appearance of the coating layer of primer coated film 

[0064] The appearance of the coating layer of a primer coated film is visually judged. The coating layer in which its 
coating surface is uniform and does not have defect is marked O, and the coating layer in which its coating surface 
40 has spotting or cissing defect is marked X. 

Antistatic property 

[0065] The antistatic property is evaluated with a surface resistivity of a sample film. That is, a surface resistivity (£1/ 
45 square) after 1 minute of applied voltage of 500 V is measured under the conditions of measurement temperature of 
23 °C, and measurement humidity of 40% and 0% using a surface resistivity measuring device, manufactured by 
Takeda Riken Co., and evaluated. Under the present conditions, 1 x 10 10 (£2/ square) or less is preferable. 

The preparation of the organic-inorganic composite conductive sol (A) 

50 

[0066] Anhydrous zinc antimonate aqueous sol was obtained by the method described in JP-A-6-219743. A particle 
size calculated from a specific surface by THE BET METHOD of a dried product of the anhydrous zinc antimonate sol 
and a primary particle size by observation with a transmission type electron microscope was 15 nm. 432.5 g of this 
anhydrous zinc antimonate sol was diluted with pure water to 1731 g, and a solution prepared by diluting 250 g of 
55 polythiophene colloidal solution (Baytron P, a product of Bayer AG., concentration 1.3%) with pure water to 1810 g 
was added thereto under stirring with a disper. After the addition, the resulting solution was further stirred with a disper 
for 1 .5 hours. As a result of observation with a transmission electron microscope, it was observed that Baytron P formed 
particles agglomerated in a spherical shape of 10 to 100 nm, agglomerates of fibrous particles having a minor axis of 
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2 to 5 nm and a major axis of 50 to 100 nm, and agglomerates of particles having indefinite shape and a size of several 
nm. From the quantitative standpoint, it was confirmed that agglomerates of particles having a primary particle size of 
2 to 10 nm were large. This organic-inorganic composite sol was concentrated up to 735 g using a rotary evaporator. 
The organic-inorganic composite conductive sol (A) obtained has a conductive oxide/conductive polymer weight ratio 
5 of 94.2/5.8, and a concentration of 7.3% by weight. The organic-inorganic composite conductive sol had a size of 157 
nm by the measurement with a particle size distribution measuring device by a laser scattering method. 

EXAMPLE 1 

w [0067] A composition comprising 99.5% by weight of polyethylene terephthalate having an intrinsic viscosity of 0.65 
and 0.5% by weight of silicon oxide having a particle size of 0.2um was melted, cast on a cooling drum, and stretched 
at a stretching ratio of 3.6 times in a longitudinal direction. 

[0068] A 10 wt% aqueous solution having a composition comprising 65% by weight of a copolyester (B-1) (Tg=80 
°C, average molecular weight=20,500) prepared from terephthalic acid (11 mol%), isophthalicacid (1 mol%), 2,6-naph- 
15 thalenedicarboxylic acid (69 mol%), 4,4-diphenyldicarboxylic acid (11 mol%), 5-K sulfoisophthalic acid (8 mol%), eth- 
ylene glycol (73 mol%), 1 ,4-cyclohexane dimethanol (12 mol%)and a propylene oxide adduct (15 mol%) of bisphenol 
A represented by the following structural formula: 

20 CH, 

H C0CHCH0n-0<^>-C-<g>0-<:CH 2 CHO)m-K 
CH* CHj CHa 



30% by weight of the organic-inorganic composite conductive sol (A-1) obtained above, and 5% by weight of poly(n=9) 
oxyethylene nonylphenyl ether (C-1 ) as a surface active agent was coated on both surfaces of the film obtained above 
30 in an amount of 4 g/m 2 (wet) with a microgravure coating method. 

[0069] After drying, the film was stretched at a stretching ratio of 3.6 times in a vertical direction, and then heat treated 
at 230 °C to obtain a biaxially stretched polyester film having covered thereon a coating layer having a thickness of 
50 \im. 

[0070] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
35 antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

EXAMPLE 2 

[0071] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
40 except that a solution having a composition comprising 75% by weight of (B-1) used in Example 1, 18% by weight of 
the organic-inorganic composite conductive sol (A-1) and 7% by weight of poly(n=9)oxyethylene nonylphenyl ether 
(C-1) as a surface activating agent was used. 

[0072] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

EXAMPLE 3 

[0073] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that (B-1 ) used in Example 1 was changed into an acrylic copolymer (B-2) (number average molecular weight; 
50 248,000) prepared from methyl methacrylate, ethyl acrylate, 2-hydroxyethyl methacrylate and N-methylol methacryla- 
mide. 

[0074] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

55 EXAMPLE 4 

[0075] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that 65% by weight of (B-1) used in Example 1 was changed into 35% by weight of (B-1) and 30% by weight 
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of (B-2) used in Example 3. 

[0076] The coated appearance , the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

5 EXAMPLE 5 

[0077] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that 65% by weight of (B-1) used in Example 1 was changed into 65% by weight of an acryl-modified polyester 
(B-3) obtained by conducting emulsion polymerization of the (B-2) composition used in Example 3 in an aqueous 
10 medium of the copolyester (B-1 ). 

[0078] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

EXAMPLE 6 

15 

[0079] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that the conductive oxide/conductive polymer weight ratio in the organic-inorganic composite sol used in Ex- 
ample 1 was changed into 91.5/8.5 (A-2). 

[0080] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
20 antistatic property (surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

EXAMPLE 7 

[0081] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
25 except that the conductive oxide/conductive polymer weight ratio in the organic-inorganic composite sol (A) used in 
Example I was changed into 80/20 (A-3). 

[0082] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

30 EXAMPLE 8 

[0083] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that the conductive oxide/conductive polymer weight ratio in the organic-inorganic composite sol (A) used in 
Example 1 was changed into 50/50 (A-4). 
35 [0084] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

EXAMPLE 9 

40 [0085] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that the conductive oxide/conductive polymer weight ratio in the organic-inorganic composite sol (A) used in 
Example 1 was changed into 20/80 (A-5). 

[0086] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

EXAMPLE 10 

[0087] A composition comprising 99.5% by weight of polyethylene terephthalate having an intrinsic viscosity of 0.65 
and 0.5% by weight of silicon oxide having a particle size of 0.2 urn was melted, cast on a cooling drum, and stretched 
so at a stretching ratio of 3.6 times in a longitudinal direction and then stretched at a stretching ratio of 3.6 times in a 
vertical direction. The stretched film was heat treated at 230°C to obtain a biaxially stretched polyester film having a 
thickness of 75um. The 8 wt% aqueous solution as used in Example 1 was coated on one surface of the film obtained 
above with a reverse gravure coating method in an amount of 2 g/m 2 (wet) to obtain a coating layer-covered biaxially 
stretched polyester film. 

55 [0088] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 
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COMPARATIVE EXAMPLE 1 

[0089] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that the organic-inorganic composite conductive sol (A-1) used in Example 1 was changed into sodium do- 
decylbenzene sulfonate (A-8). 

[0090] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

COMPARATIVE EXAMPLE 2 

[0091] A coating layer-covered biaxially stretched polyester film was obtained in the same manner as in Example 1 
except that the organic-inorganic composite conductive sol (A-1) used in Example 1 was changed into sodium poly- 
styrene sulfonate (A-9). 

[0092] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 
antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 

COMPARATIVE EXAMPLE 3 

[0093] A biaxially stretched polyester film was obtained in Example 1 without coating the composition. 

[0094] The coated appearance, the adhesive force of the magnetic paint, the adhesive force of UV ink and the 

antistatic property(surface inherent resistivity), of the treated surface of this film are shown in Table 1 . 
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Effects of the present invention. 

[0095] The present invention provides an antistatic polyester film comprising a polyester film having formed on at 
least one surface thereof an antistatic coating layer obtained by coating a coating liquid containing an organic-inorganic 
composite conductive sol (A) comprising colloidal particles of conductive oxide, having a primary particle size of 5 to 
50 nm and colloidal particles of a conductive polymer. This antistatic polyester film has excellent antistatic property, 
particularly excellent antistatic property under the low humidity environment, and therefore is useful in magnetic cards, 
magnetic disks, printing materials, graphic materials, photosensitive materials and the like. 
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Claims 

1 . An antistatic polyester film comprising a polyester film having formed on at least one surface thereof an antistatic 
organic-inorganic composite conductive coating layer comprising a conductive oxide having a primary particle size 

5 of 5 to 50 nm and a conductive polymer. 

2. The antistatic polyester film according to claim 1 , wherein the polyester film is polyethylene terephthalate. 

3. The antistatic polyester film according to claim 1 , wherein the polyester film is polyethylene-2,6-naphthalate. 

w 

4. The antistatic polyester film according to claims 1 to 3, wherein the conductive oxide is conductive zinc antimonate, 
indium antimonate or a mixture thereof. 

5. The antistatic polyester film according to claims 1 to 4, wherein the conductive polymer is polythiophene or poly- 
ps thiophene derivatives. 

6. The antistatic polyester film according to claims 1 to 5, wherein the proportion of the conductive oxide and the 
conductive polymer is 98/2 to 5/95 in the conductive oxide/conductive polymer weight ratio. 

20 7. An antistatic polyester film according to claims 1 to 8, obtainable by coating a coating liquid containing an organic- 
inorganic composite conductive sol (A) comprising colloidal particles of conductive oxide, having a primary particle 
size of 5 to 50 nm, and colloidal particles of a conductive polymer. 

8. The antistatic polyester film according to claim 7, wherein the colloidal particle of the conductive polymer has a 
25 primary particle size of 2 to 1 0 nm. 

9. The antistatic polyester film according to claim 7 or 8, wherein the coating liquid has a composition comprising 5 
to 95 % by weight of the organic-inorganic composite conductive sot (A), and 5 to 95% by weight of at least one 
binder resin (B) selected from the group consisting of a polyester resin (B-1), an acrylic resin (B-2) and an acryl- 

30 modified polyester resin (B-3). 

10. A process for producing an antistatic polyester film according to claims I to 6, which comprises coating an aqueous 
coating liquid containing an organic-inorganic composite conductive sol (A) comprising colloidal particles of con- 
ductive oxide, having a primary particle size of 5 to 50 nm and colloidal particles of a conductive polymer, on at 

35 least one surface of a polyester film and then drying the coating. 

11. The process according to claim 10, wherein the colloidal particle of the conductive polymer has a primary particle 
size of 2 to 10 nm. 

40 12. The process according to claim 10 or 11, wherein the coating liquid has a composition comprising 5 to 95 % by 
weight of the organic-inorganic composite conductive sot (A), and 5 to 95% by weight of at least one binder resin 
(B) selected from the group consisting of a polyester resin (B-1), an acrylic resin (B-2) and an acryl-modified 
polyester resin (B-3). 



Patentanspruche 

1. Antistatischer Polyesterfilm, umfassend einen Polyesterfilm, wobei auf mindestens einer Oberflache davon eine 
antistatische leitende Beschichtungsschicht aus einem organischen/anorganischen Verbund gebildet ist, umfas- 

50 send ein leitendes Oxid mit einer primaren Teilchengrofte von 5 bis 50 nm und einem leitenden Polymer. 

2. Antistatischer Polyesterfilm nach Anspruch 1, wobei der Polyesterfilm Polyethylenterephthalat ist. 

3. Antistatischer Polyesterfilm nach Anspruch 1 , wobei der Polyesterfilm Polyethylen-2,6-naphthalat ist. 

55 

4. Antistatischer Polyesterfilm nach Anspruchen 1 bis 3, wobei das leitende Oxid leitendes Zinkantimonat, Indiuman- 
timonat Oder eine Mischung davon ist. 
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5. Antistatischer Polyesterfilm nach Anspruchen 1 bis 4, wobei das leitende Polymer Polythiophen Oder Polythio- 
phenderivate ist. 

6. Antistatischer Polyesterfilm nach Anspruchen 1 bis 5, wobei das Verhaltnis der leitenden Schicht und des leitenden 
5 Polymers 98/2 bis 5/95 in dem leitenden Oxid/leitenden Polymer-Gewichtsverhaltnis ist. 

7. Antistatischer Polyesterfilm nach Anspruchen 1 bis 6, erhaltlich durch Beschichten einer Beschichtungsflussigkeit 
enthaltend ein leitendes Sol aus organischem/anorganischem Verbund (A), umfassend Kolloidteilchen des leiten- 
den Oxids mit einer primaren Teilchengrofie von 5 bis 50 nm und Kolloidteilchen eines leitenden Polymers. 

w 

8. Antistatischer Polyesterfilm nach Anspruch 7, wobei das Kolloidteilchen des leitenden Polymers eine primare Teil- 
chengrofie von 2 bis 10 nm besitzt. 

9. Antistatischer Polyesterfilm nach Anspruch 7 Oder 8, wobei die Beschichtungsflussigkeit eine Zusammensetzung 
15 aufweist, die 5 bis 95 Gew.% des leitenden Sols aus organischem/anorganischem Verbund (A) und 5 bis 95 Gew. 

% mindestens eines Bindeharzes (B), ausgewahlt aus der Gruppe bestehend aus einem Polyesterharz (B-1), 
einem Acrylharz (B-2) und einem Acryl-modifizierten Polyesterharz (B-3), umfafit. 

10. Verfahren zur Herstellung eines antistatischen Polyesterfilms nach Anspruchen 1 bis 6, das umfafit das Beschich- 
20 ten einer flussigen Beschichtungsflussigkeit enthaltend ein leitendes Sol aus organischem/anorganischem Ver- 
bund (A), umfassend Kolloidteilchen des leitenden Oxids mit einer primaren Teilchengrolie von 5 bis 50 nm und 
Kolloidteilchen eines leitenden Polymers, auf mindestens einer Oberflache eines Polyesterfilms und das anschlie- 
fiende Trocknen der Beschichtung. 

25 11. Verfahren nach Anspruch 10, wobei das Kolloidteilchen des leitenden Polymers eine primare Teilchengrofie von 
2 bis 10 nm besitzt. 

12. Verfahren nach Anspruch 10 Oder 11, wobei die Beschichtungsflussigkeit eine Zusammensetzung hat, die 5 bis 
95 Gew.% des leitenden Sols aus organischem/anorganischem Verbund (A) und 5 bis 95 Gew.% mindestens eines 
30 Bindeharzes (B), ausgewahlt aus der Gruppe bestehend aus einem Polyesterharz (B-1), einem Acrylharz (B-2) 

und einem Acryl-modifizierten Polyesterharz (B-3), umfafit. 



Revendications 

35 

1 . Film de polyester antistatique comprenant un film de polyester ayant forme sur au moins une de ses surfaces une 
couche de revetement conductrice composite organique-inorganique antistatique comprenant un oxyde conduc- 
teur ayant une taille particulaire primaire de 5 a 50 nm et un polymere conducteur. 

40 2. Film de polyester antistatique selon la revendication 1, dans lequel le film de polyester est du polyterephthalate 
d'ethylene. 

3. Film de polyester antistatique selon la revendication 1 , dans lequel le film de polyester est polyethylene-2,6-naph- 
talate. 

4. Film de polyester antistatique selon les revendications 1 a 3, dans lequel I'oxyde conducteur est de I'antimonate 
de zinc conducteur, de I'antimonate d'indium conducteur ou leur melange. 

5. Film de polyester antistatique selon les revendications 1 a 4, dans lequel le polymere conducteur est du polythio- 
50 phene ou des derives du polythiophene. 

6. Film de polyester antistatique selon les revendications 1 a 5, dans lequel la proportion de I'oxyde conducteur et 
du polymere conducteur est de 98/2 a 5/95 en rapport au poids de I'oxyde conducteur/polymere conducteur. 

55 7. Film de polyester antistatique selon les revendications 1 a 6, pouvant etre obtenu en deposant un liquide de 
couchage contenant un sol conducteur composite organique-inorganique (A) comprenant des particules colloida- 
les d'un oxyde conducteur presentant une taille particulaire primaire de 5 a 50 nm, et des particules colloidales 
d'un polymere conducteur. 
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8. Film de polyester antistatique selon la revendication 7, dans lequel la particule colloidale du polymere conducteur 
presente une taille particulaire primaire de 2 a 10 nm. 

9. Film de polyester antistatique selon la revendication 7 ou 8, dans lequel le liquide de couchage a une composition 
comprenant 5 a 95 % en poids d'un sol conducteur composite organique-inorganique (A) et de 5 a 95 % en poids 
d'au moins une resine de liant (B) choisie dans le groupe qui est constitue d'une resine polyester (B-1), d'une 
resine acrylique (B-2) et d'une resine polyester modif iee par acrylique (B-3). 

10. Precede pour produire un film de polyester antistatique selon les revendications 1 a 6, qui comprend les etapes 
consistant a deposer une couche de couchage aqueuse contenant un sol conducteur de composite organique- 
inorganique (A) comprenant des particules colloi'dales d'oxyde conducteur, presentant la taille particulaire primaire 
de 5 a 50 nm, et des particules colloi'dales d'un polymere conducteur, sur au moins une surface d'un film de 
polyester puis ensuite a secher le couchage. 

11. Precede selon la revendication 10, dans lequel la particule colloidale du polymere conducteur presente une taille 
particulaire primaire de 2 a 10 nm. 

12. Precede selon la revendication 1 0 ou 1 1 , dans lequel le liquide de couchage presente une composition comprenant 
5 a 95 % en poids du sol conducteur composite organique-inorganique (A) et de 5 a 95 % en poids d'au moins 
une resine de liant (B) choisie dans le groupe constitue d'une resine polyester (B-1 ), d'une resine acrylique (B-2) 
et d'une resine polyester modifiee par acrylique (B-3). 



